. ONserved NOEs (600 MHz) of peptide 7 in CDCl 3 (1.00 × 10 -3 M). ··········S12 Figure S3 . VT-CD spectra of peptide 7 in CHCl 3 and trifluoroethanol. ······················S13 Figure S4 . 1 
H NMR (300 MHz) chemical shifts of imide protons of T-derivatives with
the presence of DAP in CDCl 3 . ·································································S14 Figure S5 . Benesi-Hildebrand plot of 7-DAP association. ·········································S15 Figure S6 . Benesi-Hildebrand plot of 9-DAP association. ·········································S16 Figure S7 . 1 H NMR (300 MHz, CDCl 3 ) and 13 C NMR spectra of 1. ···························S17 Figure S8 . 1 H NMR (300 MHz, DMSO-d 6 ) and 13 C NMR spectra of 2. ······················S18 Figure S9 . 1 H NMR (300 MHz, CDCl 3 ) and 13 C NMR spectra of 3. ···························S19 Figure S10 . 1 H NMR (300 MHz, CDCl 3 ) and 13 C NMR spectra of 4. ·························S20 Figure S11 . 1 H NMR (300 MHz, CDCl 3 ) and 13 C NMR spectra of 5. ·························S21 Figure S12 . 1 H NMR (300 MHz, CDCl 3 ) and 13 C NMR spectra of 8.··························S22 Figure S13 . 1 H NMR (300 MHz, CDCl 3 ) and 13 C NMR spectra of BocAFVOH.········S23 Figure S14 . 1 H NMR (300 MHz, CDCl 3 ) and 13 C NMR spectra of 6. ·························S24 Figure S15 . 1 H NMR (300 MHz, MeOH-d 4 ) and 13 C NMR spectra of 7. ····················S25 Figure S16 . 1 H NMR (300 MHz, CDCl 3 ) and 13 C NMR spectra of 9. ·························S26
S2

Experimental Section
General. Column chromatography was carried out on silica gel (Kanto Kagaku, silica gel 60N). 1 H, 13 C, and COSY spectra were recorded on JEOL JNM-AL300 spectrometers using CDCl 3 or DMSO-d 6 as a solvent, and tetramethylsilane was used as an internal standard. Chemical shifts (δ) were expressed in parts per million downfield from tetramethylsilane. ROESY, 1 H, and COSY spectra for peptide conformation analyses were recorded on Bluker BioSpin DRX-600 spectrometer using CDCl 3 as a solvent. High resolution electrospray ionization (HR-ESI) mass spectra were obtained on a mass spectrometer equipped in the LCMS-IT-TOF system (Shimazu, Co.). CD spectra were measured on a JASCO J-820 spectropolarimeter. IR spectra were measured by on a Nicolet 6700 FT-IR spectrometer. X-ray crystallographic analysis was made on a
Bruker SMART APEX CCDarea-detecter with graphite monochromated Mo-Kα radiation.
Material. All solvents and reagents were commercially available (from Nakarai
Tesque, Sigma-Aldrich Co. or Wako Pure Chemical Industries, Ltd.) and used without further purification.
Titration experiments for analysing the equilibrium constant (Ka) between
T-derivatives and DAPs. Titration samples were prepared with the dilution of CDCl 3 solution of T-derivatives (compound 7: 5.00 × 10 -4 M or 9: 3.00 × 10 -3 M , 750 μL) with DAP solution (3.00 × 10 -3 M , 0, 50, 100, 150, 200, 250, 300, 350, 400, 450, 500, 600, 700, 800, 900 μL). 1 H NMR spectra were measured for the several samples at RT.
Downfield shifts of imide proton of T-derivatives were observed with increasing of DAP contents ( Figure S3 ). This downfield shift shows the molecular complex formation between T-derivaties and DAP based on complementary hydrogen bonds. Both of the titration curves were fit to a 1:1 binding isotherm with GAsFit program, 1,2 which gave binding constants. The titration and fitting curves of compound 7 and 9 with DAP were shown in Figure S4 and S5.
Computational methods. Conformational search (semi-empirical, PM 3 ) and structural optimization (DFT, B3LYP/6-31G*) was carried out using the Spartan 08 The residue was purified by SiO 2 column chromatography to afford Boc-YX-OEt. (a) 1500-1800 cm -1 and (b) 3100-3500 cm -1 region.
